Synthesis of PI-3-COF
2,4,6-Tris(4-aminophenyl)-1,3,5-triazine (1) and 1,3,5-triformylbenzene (2) were synthesized according to the reported procedures. S3 The 1 H NMR and 13 C NMR spectra matched well with those reported ones. Then, compounds 1 (70 mg, 0.2 mmol) and 2 (48 mg, 0.2 mmol) were placed in a 25 mL Schlenk storage tube, which were dissolved in a mixture solvent (10 mL, 1,4-dioxane : mesitylene = 10:1, v:v), and sonicated for 10 min. After that, aqueous HOAc (0.75 mL, 6M) was added, and the mixture was degassed by three freeze-pump-thaw cycles. Finally, the tube was sealed, heated at 120 o C in an oven, and left undisturbed for 72 h. The precipitate was collected through centrifugation, which was washed with anhydrous THF for 3 times, and then dried at 150 °C under vacuum for 24 h. A yellow powder was obtained in 90% isolation yield. The synthetic procedure is shown below. 
Theoretical calculations
Density functional theory calculations were performed with the Gaussian 09 program S4 using the B3LYP functional. All-electron double-ξ valence basis sets with polarization functions 6-31G* were used for all atoms. Geometry optimizations were performed with full relaxation of all atoms in gas phase without solvent effects.
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Structural modeling S4
3.1 Table S1 . Simulated data of PI-2-COF 
T-plot method
Low-pressure gas sorption measurements were performed by using Quantachrome Instruments Autosorb-iQ (Boynton Beach, Florida USA) with the extra-high pure gases. The as-synthesized COFs were immersed in CH 2 Cl 2 (30 mL) for 3 days, during which CH 2 Cl 2 was replaced for three times. Then, the samples were moved into a sample cell and dried under vacuum at 60 °C by using the "out gasser" function for 8 h before the measurements. The data was determined by N 2 adsorption/desorption isotherms at 77K: 
Ibuprofen (IBU)
Three drugs, i.e., 5-fluorouracil (5-FU), captopril and ibuprofen (IBU) were used for drug loading and release studies (their chemical structures are shown above). The drug was loaded by immersing solvent-free COF samples in hexane solution of drug with a certain concentration. A typical procedure for loading drug in COFs was as follows: COF (50 mg) was suspended in hexane solution of drug (5 mL, 0.1 M) under stirring for 6h, while preventing evaporation of hexane by covering with a cap. The drug-loaded sample was separated from solution by vacuum filtration, washed with hexane, and dried at room temperature. A typical procedure for releasing drug from drug-loaded COF was as follows: the drug-loaded COF (10 mg) was placed in a vial and dipped in 2 mL of phosphate buffered saline (PBS, pH = 7.4, standard buffer solution from Sigma) at 37 °C. At predetermined time intervals, the dissolution medium was replaced with 2 mL of fresh PBS, and the withdrawn medium was used to determine the drug concentration. The drug concentration was analyzed by UV-Vis spectrophotometry with the help of a calibration curve. The release study was continued until no drug was detectable in the withdrawn PBS. Wavelength (nm) Relative Intensity (a.u.) 1mmol/ml 2mmol/ml 3mmol/ml 4mmol/ml 5mmol/ml Figure S14 . UV−vis spectra of three drugs in PBS: (a) 5-FU, (b) captopril and (c) IBU (green curve), where the tests were performed upon the concentration change from 1 mM/mL to 5 mM/mL.
